General remarks
All chemicals were purchased from Sigma-Aldrich and used as received, unless otherwise specified. 1 H NMR spectra were recorded on a Bruker AM 400 (400 MHz). The 1 H NMR spectra of MOFs were recorded using a solution prepared by digesting 10 mg of the sample in a mixture of DMSO-d 6 . DCl (16 : 1, v/v). The FTIR spectra were obtained on a Nicolet iS10 FTIR spectrometer. All products were isolated by short chromatography on a silica gel (200-300 mesh) column, unless otherwise noted. The X-ray powder diffraction patterns were recorded on a Rigaku diffractometer using CuKα (λ=1.54 Å). The XPS measurements were carried out on a K-Alpha (Thermo Scientific). Nitrogen adsorption/desorption isotherms were for 10 h without stirring. After all the starting materials were disappeared (monitored by IR spectroscopy), MOF-NH 2 was given as a slightly yellow solid (Fig. S1a) . The crystals were collected by filtration and washed with fresh DEF repeatedly.
General procedure for the knoevenagel reactions
All catalytic runs and recycling experiments were performed in a similar manner. In a typical experiment, a given amount of the amino compound containing the catalyst corresponding to 0.13 mmol -NH 2 groups (based on the total amino group in MOF materials) was added to a solution of malononitrile or ethyl acetoacetate (1 mmol) in DMF (6mL). The reactor was encapsulated in a water jacket for temperature control during the reaction time, while being shaken under a N 2 atmosphere to avoid oxidation. After adjusting the temperature, the aldehyde or ketone was added (1mmol) to the reaction mixture under a nitrogen atmosphere.
The reaction mixture was analysed periodically by gas chromatography using an Agilent 6890 N GC coupled to an Agilent 5975 Network Mass Selective Detector and a 60 m RTX ® -1 fused silica capillery column. After the reaction was complete, the product was monitored by GC analysis. All the products were known. As an example, the 1 H and 13 C NMR spectra of the compound ( Table 1 (entry 2) 
